: Product distribution for the reactions of FL#62 with substrates 1a-3a and 4-9. The bar graph describes the relative amount of the arylsultam and arylsulfonamide products generated in the reactions. Cumulative total turnover numbers (TTN) corresponding to both products are indicated. Reactions conditions: 20 µM FL#62, 10 mM substrate, 5 mM NADPH. Reactions were carried out at room temperature and under argon, stopped after 16 hours, and analyzed by gas chromatography.
Figure S2:
Percentage of C-H amination product (= [arylsultam] / ([arylsultam]+[arylsulfonamide])) from the reactions of P450 BM3 (=WT), J, 139-3, FL#62 (light blue) and their T268A-containing counterparts (dark blue) with substrate 2a. Reactions conditions: 20 µM P450, 10 mM substrate, 5 mM NADPH. Reactions were carried out at room temperature and under argon, stopped after 16 hours, and analyzed by gas chromatography. Figure S3 . Calibration curves used for the quantification of the benzosultam products by 8b, 9b) or GC-FID (1b, 3b, 4b, 5b, 6b, 7b) . The graphs report the ratio between the peak areas corresponding to the benzosultam product (authentic standard prepared synthetically) and the internal standard (IS) plotted against the benzosultam concentration. R² Figure S4 . Representative chiral SFC chromatograms corresponding to 2b as (a) authentic racemic standard and as produced from the reactions with (b) #139-3(T268A), (c) #J(T268A), and (d) P450 BM3 (T268A).
(a) Racemic 2b:
Peak Name tR Area%
Enantiomer 1 
Synthesis of 2-isopropylbenzenesulfonyl azide (4).
To a stirred solution of 1-bromo-2-isopropylbenzene (10) 
Synthesis of methyl 3-(azidosulfonyl)-4-isopropylbenzoate (6)
3-(chlorosulfonyl)-4-isopropylbenzoic acid (13) was synthesized from commercially available 4isopropyl benzoic acid (12) in 65% yield following a literature procedure. 6 7, 154.0, 142.3, 135.9, 129.6, 129.4, 128.7, 52.6, 29.4, 23.4 . Compound 14 was then converted into methyl 3-(azidosulfonyl)-4-isopropylbenzoate (6) in 95% yield, following a procedure identical to that described above for 2-isopropylbenzenesulfonyl azide (4) 
Synthesis of methyl 3-(azidosulfonyl)-4-sec-butylbenzoate (7)

Chemical synthesis of benzosultam standards
To generate aunthetic stardards for the P450-catalyzed C-H amination reactions, benzosultams 1b-9b
were prepared from the respective arylsulfonyl azide substrates using Co-(TPP) catalyst according to previously reported procedures. 4 Briefly, in an oven-dried Schlenk tube, strictly following Schlenk technique, benzenesulfonyl azide (0.2 mmol), catalyst Co-(TPP) (0.004 mmol ), and 5Å MS (100 mg)
were mixed in toluene (2 mL). After 12-18 hours, the crude products were purified by flash chromatography (25-35% EtOAc in hexane) to give benzosultams 1b-9b. 7, 145.3, 131.2, 124.4, 117.7, 59.7, 34.6, 29.9, 29.4, 23.9, 23.6 2, 133.4, 129.1, 122.8, 121.2, 60.9, 29.7 ; GC-MS m/z (% relative intensity): 198(1.1), 182(100.0), 117(11.0). -3,3-dimethyl-2,3-dihydrobenzo[d]isothiazole 1,1-dioxide (5b) . 1 6, 143.5, 135.1, 132.1, 122.6, 118.5, 60.6, 33.9, 29.7, 23.7 150.5, 135.9, 134.5, 131.5, 123.1, 122.9, 60.9, 52.7, 29 165.1, 149.1, 136.1, 134.3, 131 . 5, 123.3, 123.0, 64.5, 52.7, 34.5, 27.6, 8.4 ; GC-MS m/z (% relative intensity): 270(1.1), 254(6.0), 240(100.0), 238(2.9). 136.2, 134.3, 131.5, 123.4, 122.9, 63.9, 52.7, 37.4, 24.7, 22 methyl 6a,7,8,9,10,10a-hexahydro-6H-dibenzo[c,e][1,2] 3, 143.3, 138.4, 132.8, 129.4, 126.6, 125.7, 57.5, 52.5, 42.7, 33.5, 29.2, 25.6, 25. 
5,7-dimethyl-2,3-dihydrobenzo[d]isothiazole 1,1-dioxide (1b
6-isopropyl
methyl 2H-spiro[benzo[d]isothiazole-3,1'-cyclopentane]-6-carboxylate 1,1-dioxide (8b
